Nigella glandulifera FREYN et SINT. (Ranunculaceae) is an annual erect herbaceous plant, found widely in the southwest and western part of China. The whole herb has been used as a folk remedy for treatment of colds, cough and insomnia.
A new compound, nigeglanine (1), and its new artificial derivative (1a), were isolated from the seeds of Nigella glandulifera, together with a known aporphine alkaloid, fuzitine (2) . Their structures were established by spectral analysis, including two-dimensional (2D)-NMR spectroscopy. Nigeglanine (1) is the third natural product determined to contain an indazole nucleus.
Key words Nigella glandulifera; indazole alkaloid; zwitterion; nigeglanine Table 1 (Table 1) , and by comparison with those of compound 1a (see below), 3 and 4. Thus, the structure of nigeglanine was identified as 1.
Compound (1a), a brown powder, was derived from compound 1 by heating in CHCl 3 -MeOH, and showed no fluorescence spot under UV 254 light. HR-EI-MS of 1a indicated a molecular formula of C 12 H 16 N 2 O 2 (M ϩ at m/z 220.1220), 18 mass units greater than that of 1. The IR spectrum showed strong a hydroxy (3444 cm Ϫ1 ) absorption peak. In the UV spectrum, a hypsochromic shift from 320 to 302 nm by comparison with nigeglanine (1), revealed the presence of a hydroxyl group instead of a negative oxygen ion at C-4. The 13 C-NMR spectrum (Table 2) and DEPT experiments indicated the presence of 12 carbons, including one methyl, four methylene, three methine and four quaternary carbons. The assignments of all proton and carbon signals were made by DEPT, HMBC and heteronuclear single quantum coherence (HSQC) spectra (Table 2) , and by comparison with those of compound 1. It is likely that the trace HCl in the solvent (CHCl 3 ) catalyzed the reaction.
Based on the above analysis, this compound was established as 1a, which is also a new compound.
Compound 2 was identified as fuzitine by comparing its physical and spectral data with literature values.
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Experimental
General Procedures Melting points were determined on an X 4 apparatus and are uncorrected. Optical rotation was measured on a Perkin-Elmer 241 polarimeter. The UV spectra were taken in MeOH using a spectrophotometer. The IR spectrum was recorded in KBr discs on a Nicolet FT-IR IM-PACT 400 spectrophotometer. EI-MS was obtained on an Autospec-Ultima ETOF spectrometer. HR-EI-MS was recorded on a GCT-MS Micromass spectrometer.
1 H-, 13 C-NMR and DEPT spectra were acquired on a Varian INOVA-500 spectrometer in D 2 O and DMSO-d 6 using tetramethylsilane (TMS) as an internal standard. HMQC, HSQC and HMBC spectra were recorded using standard pulse sequences. Silica gel H (400-500 mesh) and silica gel GF 254 sheets (both from Qingdao Haiyang Chemical Group Co., Qingdao, Shantung Province, China) were used for column chromatography and TLC, respectively. Extraction and Isolation The oil-free seeds (18 kg) of N. glandulifera FREYN et SINT. were extracted four times with 95% EtOH for 2 h under reflux and then extracted four times with 50% EtOH for 2 h under reflux. After combination and removal of the solvent in vacuo, the EtOH extract was then suspended in distilled water and partitioned successively with petroleum ether, CHCl 3 , EtOAc and n-BuOH. The residue left behind (400 g) was chromatographed over silica gel and eluted with CHCl 3 -MeOH gradient solvent (10 : 1, 5 : 1), MeOH and MeOH-H 2 O (5 : 1). Combination of similar fractions on the basis of TLC analysis afforded 5 fractions. Fraction 2 was subjected to silica gel column chromatography and eluted with CHCl 3 -MeOH (2 : 1) to yield 1 (25 mg). Unimaginably, a major amount of 1 changed into 1a (17 mg) by heating of a water bath at 60°C overnight, when intended to remove the solvent (mixture of CHCl 3 -MeOH). 1a revealed a lower Rf value than 1 on TLC. Fraction 5 was further fractionated by column chromatography on silica gel to give 2 (21 mg).
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